Figure S1: Schematic representation of monomers (36-63) with atomic charges from the natural population analysis calculated at CCSD(T)/aug-cc-pVTZ level of theory. Colors are used to correlate charges to specific atoms. Figure S4 : CCSD(T)/aug-cc-pVTZ electron difference density distributions ∆ρ(r) given for complexes 1-35. ∆ρ(r) is plotted for an electron density surface with a constant density value of 0.001 a.u. Blue regions indicate an increase in the electron density, red regions indicate a density decrease relative to the superimposed density of the monomer.
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Lp(N) → *(SiF) Figure S5 : Combination of donor and acceptor NBO orbitals involved in the electron delocalization of selected complexes. Delocalization energies are given in kcal/mol Table S1 :
Comparion between DLPNO-CCSD(T)/aug-cc-pV5Z and CCSD(T)/aug-cc-pVTZ energies * *Interaction energies (E int ), counterpoise (CP) corrected interaction energies and basis set superposition error calculated at CCSD(T)/aug-cc-pVTZ and DLPNO-CCSD(T)/aug-cc-pV5Z levels. All energies were obtained using CCSD(T)/aug-cc-pVTZ geometries. Values are given in kcal/mol. *Difference between DLPNO-CCSD(T)/aug-cc-pV5Z E int (CP ) and CCSD(T)/aug-cc-pVTZ E int (CP ) (a) and CCSD(T)/aug-cc-pVTZ E int (b). Difference between DLPNO-CCSD(T)/aug-cc-pVTZ E int and CCSD(T)/aug-cc-pVTZ E int (c). Energies and mean absolute deviation (MAD) given in kcal/mol. 
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